Development of novel synthetic methodologies and their application to synthesis of natural products are described. Theˆrst topic is about an extension of the scope of our indole synthesis by radical cyclization of o-alkenylphenyl isocyanides. By utilizing this methodology and nitrogenzenesulfonamide chemistry, an e‹cient total synthesis of hexacyclic aspidosperma indole alkaloid, aspidophytine, was accomplished. As the second generation indole synthesis, we then developed the method by radical cyclization of o-akenylthioanilides. Synthetic utility of this method was fully demonstrated by a total synthesis of iboga alkaloid, catharanthine. Furthermore, a total synthesis of vinca alkaloid, vinblastine through a practical synthesis of vindoline was achieved, in which the stereochemistry of the crucial coupling reaction of two indole fragments could be completely controlled. In addition to the indole chemistry, exceptionally mild transformations of thiol esters to ketones and alkenyl ketones have been developed. Examples of application of the protocols for the synthesis of natural products are also described. 
a) Only E isomer was obtained unless otherwise noted. b) E/Z ratio was 11/1. c) E/Z ratio was 3.7/1. これにより，アルデヒド，ケトンとの Horner-Em- , 88％, o) mCPBA, MeOH-CH2Cl2, sat NaHCO3; NaBH3CN, pH 3; HCHO, NaBH3CN, 64％ (3 steps), p) Ac2O, AcONa, 91％. 
